4-B rom o -l-(2 ,4 -d in itro p h en y l)-3 -m eth y l-2 -p y razo lin -5 -o n e w as re a c te d w ith the sodium salt of som e reactive m ethylene c om pounds and th en co n d en sed w ith h ydrazine h y d ra te , phenyl h y d razin e, hydroxylam ine hyd ro ch lo rid e, u re a and th io u re a to o b tain the 4 -su b stitu te d h eterocycles-5-pyrazolones. 5 -Pyrazolone compounds find wide application in different industrial, biological and medicinal fields. Also, a good deal of im portance is being given to pyrazole, isoxazole and their derivatives and bar bituric acid derivatives due to their wide use in medicinal chemistry [1] [2] [3] . H ence, it was thought that the incorporation of the latter heterocyclic moieties into pyrazolone moiety might modify their biological activity. The present investigation which is in continuation of our previous work [4, 5] on py razolone, deals with the synthesis of different 4-sub stituted heterocycles-5-pyrazolones.
For this purpose, l-(2,4-dinitrophenyl)-3-m ethyl-4-( 1' -acetyl-1 '-carboethoxy methyl)-2-pyrazolin-5-one (2) was prepared by the reaction of 4-brom o-l-(2,4-dinitrophenyl)-3-methyl-2-pyrazolin-5-one (1) with the sodium salt of acetoacetic ester. Condensa tion of 2 with each of hydrazine hydrate, phenyl hy drazine, hydroxylamine hydrochloride, urea and thiourea in presence of basic catalyst afforded the corresponding l- (2,4- 
ones (3a, b; 4; 5a, b) respectively (Scheme I).
On the other hand, l-(2,4-dinitrophenyl)-3-m ethyl-4-(l' ,1 '-dicarboethoxy methyl)-2-pyrazolin-5-one (6 ) was prepared by the reaction of 1 with the sodium salt of ethyl m alonate. Condensation of 6 with hydrazine hydrate in presence of sodium ethox- (2 ) Acetoacetic ester (3.79 g; 0.029 mol) was added to an alcoholic sodium ethoxide solution (0.67 g Na in 50 ml of abs. ethanol) and stirred for 2 h. The monobrom o derivative 1 (10 g; 0.029 mol) was added and the reaction mixture was refluxed on water bath for 5 h. The precipitate was filtered, washed with water and crystallized from m ethanol-w ater to give 2 (c/. Table I ). in alcoholic sodium ethoxide solution (0.015 g Na in 1 0 ml of abs. ethanol) was refluxed on w ater bath for 8 h, filtered and the filtrate cooled then neutralized with dil. HC1. The precipitate was filtered off and recrystallized from dil. ethanol to give 3 a and from dil. acetic acid to give 3 b . The results are listed in Table I. 1 - (2,4-D initrophenyl)-3-m ethyl-4-(3'-m A mixture of 2 (0.001 mol), urea (0.0015 mol) or thiourea (0.0015 mol) in alcoholic sodium ethoxide solution (0.015 g Na in 10 ml of abs. ethanol) was refluxed on water bath for 6 h, cooled, neutralized with cold dil. HC1 and filtered. The precipitate was washed with water and recrystallized from dil. acetic acid to give 5 a, b (cf. Table I ). Diethyl m alonate (3.88 g; 0.024 mol) was added to an alcoholic sodium ethoxide solution (0.56 g Na in 50 ml of abs. ethanol) and stirred for 2 h. The 4-brom opyrazolone derivative 1 (8.3 g, 0.024 mol) was added and the reaction mixture was refluxed on w ater bath for 6 h. The precipitate was filtered, washed with w ater several times, dried and recrystal lized from dil. acetic acid to give 6 (cf. Table I ). Table I ).
l-(2,4-D initrophenyl)-3-m ethyl-4-(isoxazolidin-3' ,5'-dione-4'-yl)-2-pyrazolin-5-one (8 )
A m ixture of 6 (0.001 mol), hydroxylamine hy drochloride (0.001 mol) and pyridine (5 ml) was heated under reflux for 4 h, cooled then poured into dil. HC1 to give 8 . It was crystallized from dil. acetic acid (cf. T able I). A m ixture of 6 (0.001 mol), urea (0.0013 mol) or thiourea (0.0013 mol) in alcoholic sodium ethoxide solution (0.015 g Na in 10 ml of abs. ethanol) was refluxed on w ater bath for 5 h, cooled, neutralized with cold dil. HC1 and filtered. The precipitate was washed with w ater and recrystallized from dil. acetic acid to give 9 a , b (cf. Table I ). Acetyl acetone (2.04 g; 0.02 mol) was added to an alcoholic sodium ethoxide solution (0.47 g Na in 50 ml of abs. ethanol) and stirred for 2 h. The 4-brom opyrazolone derivative 1 (7 g; 0.02 mol) was added and the reaction mixture was refluxed on wa ter bath for 5 h. The precipitate was filtered, washed with w ater and recrystallized from acetic acid to give 10 (c f Table I ). (2,4-D initrophenyl) -3-m ethyl-4-(3', 5' -dim ethylpyrazol-4'-yl)-, and l-(2,4-dinitrophenyl)-3-m ethyl-4-(1' -phenyl-3' ,5 -dim ethylpyrazole-4' -yl)-2-pyrazolin-5 -ones (1 1 a, b) A solution of 10 (0.001 mol), 99% hydrazine hy drate or phenyl hydrazine (0.0015 mol) in abs. ethanol (30 ml) were heated under reflux for 5 h. The products obtained after concentration and cool ing were crystallized from m ethanol to give 1 1 a, b (cf. Table I ). A mixture of 10 (0.001 mol), hydroxylamine hy drochloride (0.0015 mol) and pyridine (5 ml) was heated under reflux for 5 h then added to dil. HC1 gave 12. It was crystallized from dil. acetic acid (cf. Table I ). A cold solution of 10 (0.001 mol) and urea or thiourea (0 . 0 0 2 mol) in abs. ethanol ( 2 0 ml) was treated with conc. H 2S 0 4 (1.5 ml). The mixture was left aside for 24 h at room tem perature. The reaction m ixture was neutralized with N a2C 0 3 solution. The products separated were crystallized from dil. acetic acid to give 13a, b ( c f Table I ).
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